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Scheme 1. Synthetic plan of bryophyllin C (1)
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o\ (0.3 eq.) bryophyllin C skeleton undesired skeleton six other isomers
THF reflux fi28: X-Y = (MeO)CH-C 12b: X-Y = (MeO)CH-C 12c~12h: X-Y = (MeO)CH-C
74°/ 5 : 0.0 kcal/mol : 0.5 kcal/mol 1 4.9~11.4 kcal/mol

1 OH 13a: X-Y = CH=C fi8B: X-Y = CH=C 13¢~13h: X-Y = CH=C
TBSO ? TBSO o : 0.2 keal/mol : 0.0 kcal/mol :1.6~11.1 kcal/mol

17 Each Gibbs energy was calculated by PM6 method (1 atm, 339K)
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Scheme 2. Synthesis of intermediate 31
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Scheme 3. Syntheses of 19-hydroxysarmentogenin-3-0-a-L-rhamnoside (2) and trewianin (3)
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Scheme 4. Total synthesis of ouabain (4)
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